Covalency and ionicity are orthogonal rather than antipodal concepts: We demonstrate for the case of siloxane systems (−(R 2 Si−O) n ) that both covalency and ionicity of the ) n-3 . All methods from quite different realms show that both covalent and ionic interactions increase simultaneously towards larger Si−O−Si angles. In addition, we present highly accurate absolute hydrogen bond interaction energies of the investigated siloxane molecules with water and silanol as donors. It is found that intermolecular hydrogen bonding is significant at small Si−O−Si angles and weakens as the Si−O−Si angle increases until no stable hydrogen bond complexes are obtained beyond φ(SiOSi)=168
Covalency and ionicity are orthogonal rather than antipodal concepts: We demonstrate for the case of siloxane systems (−(R 2 Si−O) n ) that both covalency and ionicity of the Si-O bonds impact on the basicity of the Si-O-Si linkage. • , angles typically displayed by minerals or polymers. Finally, we show that the properties of molecular siloxane systems with Si-O-Si linkages strained into five-membered rings as synthesized in our laboratory exhibit hydrophilic rather than hydrophobic properties in line with our theoretical predictions and in contrast to silicone polymorphs and silica minerals. Inorg. Chem. 1997, 36, 3031-3039. 
